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(57)Abstract 

PROBLEM TO BE SOLVED: To obtain an oxide having high NOx detoxifying ability by 
preparing a laminar perovsklte compd. containing at least each one kind of lantbanoid 
element and 3d transition element, and barium and manganese. 

SOLUTION: This laminar perovsklte compd. is expressed by formula I or formula II and 
has high NOx purifying ability and resistance against sulfur poisoning even in the temp, 
range of <600*' C and in an oxidative atmosphere. In formula I, Ln is a lanthanoid 
element, B is a 3d transition element, and x, y and 5 satisfy 1 .8<x<2.8, 0.2<y<1 .5 and 5.5 
15<7.0. In formula II, Ln and B are the same elements as in formula I, x, z, y and 6 
satisfy 1.8<x+z<2.8, 0<z<0.5, 0.2<y<1.5 and 5<5<7.0. Preferably. Ln is at least one kind 
selected from lanthanum, neodymium, samarium, gadolinium, yttrium and strontium, and 
B is at least one kind selected from iron, cobalt and aluminum. The obtd. oxide is 
deposited on a porous carrier or the like to be used as a catalyst for cleaning of 
exhaust gas. 
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NOTICES * 

PO and NCIPI are not responsible for any 
amages caused by the use of this translation. 

This document has been translated by computer. So the translation may not reflect the original precisely. 
!.**** shows the word which can not be translated. 
Mn the drawings, any words are not translated. 



DLAIMS 



:Claim(s)] 

!Claim 1] Following general formula **Ln3-xBaxM n2-y By 07 -delta — Stratified perovskite compound characterized by what is 
expressed with (Ln in a formula shows at least one sort of lanthanoidses, at least one sort of elements chosen from the group to 
which B changes from 3d transition element 1.8< x<2.8, 0.2< y<1.5, and 5.5<=delta<7.0.). 

[Claim 2] The stratified perovskite compound according to claim 1 characterized by for Ln(s) of the above-mentioned general formula 

being at least one sort of elements chosen from the group which consists of a lanthanum, neodlum, samarium, a gadolinium, an 
j^ttrium, and strontium, and being at least one sort of elements chosen from the group to which B changes from iron, cobalt, and 
aluminum. 

^Claim 3] Following general formula ** Ln3-(x+z) BaxSrzM n2-y By 07 -delta — Stratified perovskite compound according to claim 1 or 2 
characterized by what is expressed with ** (the element (however, strontium is removed) as the above with same Ln in a formula and 
B show the same element as the above, 1 .8<x+z<2.8, 0< z<0.5, 0.2< y<1.5. and 5.5<=detta<7.0.). 

[Claim 4] The nitrogen-oxides purification catalyst ingredient characterized by containing the stratified perovskite compound of a 
publication in any one term of claims 1 -4, and growing into rt 

[Claim 5] The catalyst for emission gas purification characterized by supporting a nitrogen-oxides purification catalyst ingredient 
according to claim 4 and platinum, and/or palladium to porosity support, and growing into it in the catalyst for emission gas purification 
which can purify the carbon monoxide, the hydrocarbon, and nitrogen oxides in the exhaust gas under a hyperoxia ambient atmosphere 
to coincidence. 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 

:oooi] 

[The technical field to which invention belongs] This invention relates to the catalyst for emission gas purification which used a 
stratified perovskite compound, a nitrogen-oxides purification catalyst ingredient, and this. Further in a detail The stratified perovskite 
Dompound which is a multiple oxide which has specific presentation and structure, and has the property which can carry out absorption 
purification of NOx under an oxygen ambient atmosphere and reducing atmosphere, It is effective in adsorption, a denitrification 
process, etc. of NOx which are generated about the nitrogen-oxides purification catalyst ingredient and the catalyst for emission gas 
purification using this in the chemical process in purification, works, etc. of exhaust gas which are especially discharged by operation of 
an internal combustion engine or combustion of natural gas. 
[0002] 

[Description of the Prior Art] Ideally, although the ingredient which has perovskite type structure belongs to cubic system, it takes the 
structure distorted belonging to tetragonal system, orthorhombic system, hexagonal system, etc. in many cases, and shows various 
electromagnetic interesting properties — a ferroelectricity is shown for the dipole moment produced by this strain. For this reason, 
many things are studied as an electromagnetic ingredient from the former, and it inquires as ingredients, such as a dielectric, a 
magnetic resistance element, a gas sensor and an electrode, especially an electrode for solid electrolytes, and the single crystal of 
BaTi03, KTa03, or KNb03 grade which is a ferroelectric attracts attention as a charge of electro-optics material. 
[0003] The attempt which compounds the perovskite compound which has the property which carried out laminating various perovskite 
ingredients etc. and was excellent in recent years is also made, and nitrogen oxides are absorbed, and since it decomposes and emits 
to oxygen and nitrogen, there are some these which attract attention in purification of exhaust gas, so that it may mention later. 
[0004] Moreover, as a catalyst which purifies an internal combustion engine's exhaust gas from the former, it calcinates after applying a 
gamma-alumina slurry to heat-resistant support, such as cordierite, and the three way component catalyst for emission gas purification 
which supported noble metals, such as platinum (Pt), palladium (Pd). and a rhodium (Rh), is typical, and it is widely known so that it may 
be represented by the emission-gas-purificatjon catalyst for automobiles. 

[0005] Furthermore, the demand level has been going up quality and an amount from the rise of consciousness to the environment in 
an earth scale in recent years to an improvement of an internal combustion engine's combustion efficiency, the improvement in fuel 
consumption, purification of exhaust gas, etc. From such a situation, operation in the lean combustion (Lean) field in which improving 
especially an internal combustion engine's combustion is studied, and it burns by the gaseous mixture of current and hyperoxia is 
performed briskly, and a catalyst which can fully purify NOx also in this Lean field is desired. 

[0006] As an approach of fully purifying NOx also in this Lean field (1) The approach (Machida. Murakami, Kuima;J.Mater.Chem.. 4 (1994) 
1621) using the zeolite catalyst which purifies NOx using the hydrocarbon under lean atmosphere and in a gaseous phase (HO), and (2) 
barium oxide. The method (JP,5-51 1556,A. JP,5-261287A) of combining a lanthanum oxide and platinum, absorbing NOx under lean 
atmosphere, and making a three way component catalyst purify NOx of 3 yuan in a field is proposed. 

[0007] Moreover. Machida and others has reported that the perovskite multiple oxide expressed with La2-xBaxSrCu 206 decomposes 
and emits this absorbed NO to oxygen and nitrogen at an elevated temperature 600 degrees C or more with absorption of NO in the 
reference of the above (1). Furthermore, in the reference of the above (2), it is indicated by using for purification of the exhaust gas 
under a hyperoxia ambient atmosphere combining the NOx absorbent and precious metal catalyst which consist of alkali metal, alkaline 
earth metal, and rare earth elements that the NOx purification engine performance under a hyperoxia ambient atmosphere is obtained. 
[0008] in addition — " — science (Kodansha SAIENTIFIKU, 1 998) Tanabe of new ligand field — a passerby — in editorial-supervision 
Kanno **** Masaki Shinada, and" edited by Yamaguchi Australia, the electronic structure of a transition-metals compound anc 

a chemical bond are indicated, and the electronic state about a perovskite multiple oxide is especially clarified in Chapter 3 (Fiuimori 
***♦). 
[0009] 

[Problem(s) to be Solved by the Invention] However, in the temperature field 600 degrees C or more, emission became remarkable at 
adsorption and coincidence of NOx, and the conventional perovskite multiple oxide used by the approach of the above (1) had the 
technical problem that reduction of an NOx absorbed amount will be produced. 

[0010] Moreover, with the conventional emission-gas-purification catalyst concerning the combination of the NOx absorbent and noble 
metals which consist of the alkali metal used by the approach of the above (2). the technical problem that the alkali-metal component 
added in order to obtain NOx absorbed amount sufficient by heating durability 650 degrees C or more (support) reacted with support, 
and deteriorated occurred. 

[0011] Furthermore, since sulfur oxide (SOx) gas was contained in the exhaust gas in combustion of a diesel, receiving sulfur poisoning 
was known, and especially the conventional emission-gas-purification catalyst had the technical problem that sulfur poisoning by SOx 
gas was remarkable, and the NOx purification engine performance fell remarkably* liko [ in the case of being the reference of the above 
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2) ], when a barium oxide etc. bore NOx absorption. 

001 2] In addrtjon. although it was also possible to have stabilized Ba by using above-mentioned barium oxide as a perovskite multiple 
>xide like La0.7Ba0.2Mn0.5Co0.5O3-delta, even if this invention persons were this case, they did the knowledge of the NOx purification 
mgine perFormance falling remarkably by SOx gas. Furthermore, this invention persons did the knowledge also of sulfur poisoning by 
>0x gas being also remarkable also in La2-xBaxSrCu 206 which Machida and others proposed. 

0013] As mentioned above, with the conventional oxide system catalyst, an NOx absorbed amount decreases remarkably by sulfur 

>olsoning in the NOx adsorption using these the outside where an usable temperature field is narrow. For this reason, the emission- 

;as-purification catalyst ingredient and the catalyst for emission gas purification which demonstrate the NOx purification engine 

>erformance under a broad temperature field and an ambient atmosphere in various operating environments were desired. 

.001 4] The place which this invention is made in view of the technical problem which such a conventional technique has, and is made 

nto the purpose is to offer the stratified perovskite compound which has high NOx decontamination capacity also under a less than 

300-degree C temperature field and an oxidizing atmosphere, and has sufficient sulfur-proof poisoning nature under the environment 

/vhich produces sulfur poisoning, a nitrogen-oxides purification catalyst ingredient, and the catalyst for emission gas purification using 

Jiis. 

:0015] 

[Means for Solving the Problem] this invention persons came to complete a header and this invention for having NOx decontamination 
capacity with the new stratified perovskite compound expensive also under a less than 600-degree C temperature field and an oxidizing 
atmosphere which has specific presentation and structure, and having sufficient sulfur-proof poisoning nature, and a header and the 
above-mentioned technical problem being solved, as a result of repeating research wholeheartedly that the above-mentioned technical 
problem should be solved. 

[0016] That is. the stratified perovskite compound of this invention is following general formula **Ln3-xBaxMn2-yBy07-delta. — It is 
characterized by what is expressed with ** (Ln in a formula shows at least one sort of lanthanoidses, at least one sort of elements 
chosen from the group to which B changes from 3d transition element 1.8< x<2.8, 0.2< y<1.5, and 5.5<=delta<7.0.). Moreover, in this 
stratified compound, it is desirable that it is at least one sort of elements chosen from the group to which Ln of general formula ** 
changes from a lanthanum, neodium, samarium, a gadolinium, an yttrium, and strontium, and they are at least one sort of elements 
chosen from the group to which B changes from iron, cobalt and aluminum. 

[001 7] Moreover, the suitable gestalt of the stratified perovskite compound of this invention is following general formula ** Ln3-(x+z) 
BaxSrzMn2-yBy07-delta. — It is characterized by what is expressed with ** (the element (however, strontium is removed) as the 
above with same Ln in a formula and B show the same element as the above, 1.8<x+z<2.8, 0< z<0.5, 0.2< y<1.5. and 5.5<=delta<7.0.). 
[001 8] Moreover, the nitrogen-oxides purification catalyst ingredient of this invention is characterized by containing the stratified 
perovskite compound like **** and changing. 

[001 9] Furthermore, the catalyst for emission gas purification of this invention is characterized by supporting the nitrogen-oxides 
purification catalyst ingredient platinum, and/or palladium like to porosity support and growing into it in the catalyst for emission 
gas purification which can purify the carbon monoxide, the hydrocarbon, and nitrogen oxides in the exhaust gas under a hyperoxia 
ambient atmosphere to coincidence. 
[0020] 

[Embodiment of the Invention] Hereafter, the stratified perovskite compound of this invention is explained to a detail. Like the above, 
the stratified perovskite compound of this invention Following general formula **Ln3-xBaxMn2-yBy07-delta — ** (Ln in a formula 
shows at least one sort of lanthanoidses, at least one sort of elements chosen from the group to which B changes from 3d transition 
element 1 .8< x<2.8, 0.2< y<1 .5. and 5.5<=delta<7.0.) It is expressed, and has the sulfui^proof poisoning nature which compared and was 
excellent in the usual perovskite multiple oxide, the copper system stratified perovskite oxide, or the oxide mixed stock NOx absorption 
catalyst ingredient NOx can be effectively purified also in a less than 600-degree 0 temperature field, and endurance is also good. 
[0021] Here, as Ln (lanthanoids) of general formula >Me, the combination of La (lanthanum). Nd (neodium), Sm (samarium). Gd 
(gadolinium), Y (yttrium) or Sr (strontium), and such arbitration is desirable, and the combination of Fe (iron). Co (cobalt) or aluminum 
(aluminum), and such arbitration is desirable as B (3d transition element). 

[0022] Moreover, it is hard to obtain NOx absorptivity ability with x [ sufficient by 1 .8 or less ], and hard to construct a stratified 
perovskite structure or more by 2.8. Or less by 0.2, be hard to do the improvement of the NOx absorptivity ability according [ y ] to a 
permutation, and sufficient NOx absorptivity ability may not be obtained 1 .5 or more. Furthermore, less than by 5.5, it is hard to 
construct a stratified perovskite structure, and delta becomes unstable [ a stratified perovskite structure ] 7.0 or more. 
[0023] In the stratified perovskite compound of this invention, it is desirable as Ln (lanthanoids) of general formula to choose 
strontium at least General formula ** in this case Moreover, following general formula ** Ln3-(x+z) BaxSrzMn2-yBy07-delta — ** 
(the element (however, strontium is removed) as the above with same Ln in a formula and B show the same element as the above, 
1.8<x+z<2.8, 0< z<0.5. 0.2< y<1.5, and 5.5<=delta<7.0.) It can express. According to this stratified perovskite compound, much more 
good sulfur-proof poisoning nature, the NOx purification engine performance in a large temperature field, and endurance are realizable. 
[0024] In general formula in 0, when an NOx absorption property is not fully improved but z exceeds 0.5. an NOx absorption 
property is remarkable and it may deteriorate. Moreover, although x+z is 1 .8<x+z<2.8, this reason of it is the same as the reason for 
limitation of x in general formula **. 

[Q025] Next the NOx purification catalyst ingredient of this invention is explained. The NOx purification catalyst ingredient of this 
invention contains the stratified perovskite compound like ****. This stratified perovskite compound can carry out absorption 
purification of NOx under an oxidizing atmosphere, demonstrates NOx absorption / purification property which was excellent even in 
the temperature of less than 600 degrees C. and. moreover, has sulfur-proof poisoning nature. 

[0026] Thus, although the NOx purification catalyst ingredient of this invention uses the above-mentioned stratified perovskite 
compound as an indispensable component it is possible also for containing other additives other than this etc., for example, can add 
Seria (Ce02) which has oxygen storage ability, a zirconia (Zr02), PURASEOJIUMU oxides (PrO 2-x), these solid solutions, etc. 



http://wvm4jpdl.ncipi.go.jp/cgi-bin/tran_web.cgLeije 



2004/12/01 



3/6 



0O27] Moreover, it is powdered, and the NOx purification catalyst ingredient of this invention can also be supported and used for the 
onventional porosity base materials, such as fabricating and using it for the shape of a grain, or the various configurations of a pellet 
ype, and an alumina, as well as the thing as it is to use. Furthermore, it is also possible to use it for them, carrying out a coat to 
nonolith support, metal support, etc. which consist of a fireproof ingredient and since in purifying NOx in the exhaust gas for 
lutomobiles especially the touch area of a catalyst and exhaust gas can be enlarged and pressure loss can also be controlled by 
;arrying out a coat to honeycomb-like support, it is very effective. 

0028] In addition, as this honeycomb-like support, although many things of quality of cordierite, such as ceramics, are generally used, 
t is also possible to use the honeycomb-like support which consists of metallic materials, such as ferrite system stainless steel, and 
he catalyst ingredient powder itself may be further fabricated in the shape of a honeycomb. 

0029] moreover, the NOx purification catalyst ingredient of this invention — although the absorption purification of NOx can be 
carried out on the both sides of like, an oxidizing atmosphere, and reducing atmosphere and being excelled also in sulfur-proof 
)oisoning nature By it being also possible to use it combining noble-metals components, such as Pt well-known Pd, well-known Rh 
rhodium), etc., conventionally, for example, combining with Pt and/or Pd In addition to the NOx absorption purification engine 
jerformance under an oxidizing atmosphere, the NOx decomposition purification engine performance under reducing atmosphere can 
also be raised. 

;0030] Next, the catalyst for emission gas purification of this invention is explained. Like the catalyst for emission gas purification 
Df this invention supports NO purification catalyst ingredient, and the platinum and/or palladium of above-mentioned this invention to 
Dorosity support, grows into it, and can purify the carbon monoxide (CO), the hydrocarbon (HC), and nitrogen oxides in the exhaust gas 
jnder a hyperoxia ambient atmosphere to coincidence. 

!0031] Although support of platinum and/or palladium is performed from an above-mentioned reason, a rhodium (Rh) etc. can be made 
to support here besides this. Under the present circumstances, it cannot be overemphasized that well-known ingredients, such as an 
alumina, can be used as mentioned above, and honeycomb-like support can be used as porosity support either. 
[0032] Moreover, in the catalyst for emission gas purification of this invention, although an NOx purification catalyst ingredient and 
noble metals, such as platinum, may be mixed, a coat may be carried out to honeycomb-like support and the same catalyst bed may be 
made to support both, both are separated, a coat may be carried out and a separate catalyst bed may be fabricated. Furthermore, the 
laminating of this separate catalyst bed may be carried out and it may divide into the upstream and the downstream of exhaust gas 
passage further, and you may arrange. 
[0033] 

[Example] Hereafter, although an example and the example of a comparison explain this invention to a detail further with reference to a 
drawing, this invention is not limited to these examples. 

[0034] (Example 1) By using the carbonate or hydroxide of a lanthanum, barium, manganese, and cobalt as a start raw material, it 
blended so that the presentation ratio of each element might be set to La:Ba:Mn:Co=0.8:2.2:1 .5:0.5, and grinding mixing was carried out 
with the ball mill. Subsequently, after making it react with a citric acid and manufacturing compound citrate powder by the same 
actuation as the approach indicated by JP.2-74505,A, the multiple oxide powder (stratified perovskite compound) which calcinates at 
1400 degrees C in atmospheric air further after 5-hour temporary quenching by 900 degrees 0 for 10 hours, and is shown by 
La0.8Ba2.2Mn1.5Co0.5O7-delta (delta is about 0.4) was obtained. The obtained multiple oxide powder (baking powder) has been 
arranged in thermal-analysis equipment the absorption decontamination capacity of NO was measured by the thermogravimetric 
analysis mentioned later, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
[0035] (Example 2) Except having used the cobalt of a start raw material as iron, the same actuation as an example 1 was repeated, 
and the multiple oxide powder (stratified perovskite compound) shown by La0.8Ba2.2Mn1 .5Fe0.5O7-delta (delta is about 0.3) was 
obtained. Like the above, the absorption decontamination capacity of NO was measured by thermogravimetric analysis, and the 
performance evaluation as an NOx purification catalyst ingredient was performed. 

[0036] (Example 3) Except having made the cobalt of a start raw material into aluminum, the same actuation as an example 1 was 
repeated, and the multiple oxide powder shown by La0.8Ba2.2Mn1 .5aluminum0.5O7-delta (delta is about 0.3) was obtained. Like the 
above, the absorption decontamination capacity of NO was measured by thermogravimetric analysis, and the performance evaluation as 
an NOx purification catalyst ingredient was performed. 

[0037] (Example 4) Except having blended the presentation ratio of each element of a start raw material so that it might be set to 
La:Ba:Mn:Co=1 .0:2.0:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
La1.0Ba2.0Mn1.5Oo0.5O7-delta (delta is about 0.4) was obtained. Like the above, the absorption decontamination capacity of NO was 
measured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
[0038] (Example 5) Except having blended the presentation ratio of each element of a start raw material so that it might be set to 
La:Ba:Mn:Co=1 .0:2.0:1 .0:1.0, the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
La1.0Ba2.0Mn1 .OCol .007-delta (delta is about 0.3) was obtained. Like the above, the absorption decontamination capacity of NO was 
measured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
[0039] (Example 6) Except having blended the presentation ratio of each element of a start raw material so that it might be set to 
La:Ba:Mn:Co=0.5:2.5:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
La0.5Ba2.5Mn1 .5Co0.5O7-delta (delta is about 0.4) was obtained. Like the above, the absorption decontamination capacity of NO was 
measured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
[0040] (Example 1 of a comparison) Except having blended the presentation ratio of each element so that it might be set to 
La:Ba:Mn:Go=0.2:0.7:0.5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
La0.2Ba0.7Mn0.5Go0.5O3-delta (delta is about 0.3) was obtained. Like the above, the absorption decontamination capacity of NO was 
measured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
[0041] (Example 2 of a comparison) Except having blended the presentation ratio of each element so that it might be set to 
La:Ba:Mn:Go=1 .0:2.0:1 .8:0.2. the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
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ilumina was acquired, it measured like the above of the rate of purification of exhaust gas. 

0054] (Example 8 of a comparison) Except having used the palladium nitrate water solution instead of the dinltro diamine platinum 
vater solution, the same actuation as the example 7 of a comparison was repeated, and the honeycomb catalyst expressed with 
WLa0.2Ba0.7Mn0.5Co0.5O3-deH:a / alumina was acquired. It measured like the above of the rate of purification of exhaust gas. 
0055] The following approach estimated the NOx absorption property of the multiple oxide of the [example of trial] examples 1-13, and 
he examples 1-8 of a comparison. 

!0056] (NO absorption characterization method) The NOx absorbed amount on the front face of an oxide performed thermogravimetric 
inalysis on condition that the following, and evaluated it by calculating an NOx absorbed amount from the heavy increase and decrease 
iccompanying the NOx absorption by catalytic reaction. The obtained result is shown in Table 1 , Table 2, and drawing 1 . 
.1 ) Thermal-analysis reaction condition 1 reaction condition (I) 

MO:S02: Presentation GA of N 2= 0.500:0.025:99.475 SU is made to flow into equipment in flow rate 100 cc/min, and it is ** about NO 
and S02. ** was carried out 
I) Reaction condition (II) 

N2: He is Nagare about the mixed gas which is the presentation of SO 2= 0.0.25:99.975. It was made to flow into equipment in amount 
1 00 cc/min, and S02 was made to absorb. 

3) It is a reaction condition about S02 absorbed amount of an oxide based on the data obtained from each above-mentioned 
measurement. It estimates by (11) and is net NO absorption about the measurement result of a reaction condition (1). It considered as 
the amount and the NO maximum absorption temperature was searched for from this measurement result. 

(2) It measured with the programming rate of 1 0 degrees C / min from a measurement temperature room temperature to 800 degrees 

C. 

[0057] (NOx purification characterization method) The catalyst of each example which supported a predetermined multiple oxide 
catalyst ingredient and noble metals to honeycomb support has been arranged in the exhaust air system of a lean burn engine, air-fuel 
ratio A/F=14.5 (SUTOIKi) and A/F=18 (Lean) are repeated by turns, the engine was changed, and the catalyst purification performance 
evaluation was performed. In addition, in the durability test, 802 gas was flowed so that S02 concentration in exhaust gas might be set 
to 50 ppm. with the inlet temperature of 650 degrees O, A/F=14.5 and A/F=18 were changed by turns, it carried out for 24 hours, and 
the catalyst purification performance evaluation was performed next The obtained result is shown in Table 3. 
[0058] 
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a1.0Ba2.0Mn1.8Co0.2O7-delta (delta is about 0.2) was obtained. Like the above, the absorption decontamination capacity of NO was 
leasured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
0042] (Example 3 of a comparison) Except having blended the presentation ratio of each element so that it might be set to 
.a:Ba:Mn:Co= 1.0:2.0:0.5: 1.5, the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
.a1.0Ba2.0Mn0.5Co1.5O7-detta (delta is about 0.5) was obtained. Like the above, the absorption decontamination capacity of NO was 
neasured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
0043] (Example 4 of a comparison) Except having blended the presentation ratio of each element so that it might be set to 
-a:Ba:Mn:Co:O=0.2:2.8:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
-aO.2Ba2.8Mnl .5Co0.5O7-delta (delta is about 0.7) was obtained. Like the above, the absorption decontamination capacity of NO was 
neasured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
!0044] (Example 5 of a comparison) Except having blended the presentation ratio of each element so that it might be set to 
.a:Ba:Mn:Oo:0=1 .2:1 .8:1.5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide powder shown by 
-a1.2Bal.8Mnl.5GoO,507-delta (delta is about 0.3) was obtained. Like the above, the absorption decontamination capacity of NO was 
neasured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient was performed. 
!0045] (Example 7) Neodymium was added to the start raw material, except having blended the presentation ratio of each element so 
Jiat it might be set to La:Nd:Ba:Mn:Co=0.5:0.3:2.2:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide 
)owder shown by La0.5Nd0.3Ba2.2Mn1.5Co0.5O7-delta (delta is about 0.4) was obtained. Like the above, the absorption 
decontamination capacity of NO was measured by thermogravimetric analysis, and the performance evaluation as an NOx purification 
:)atalyst ingredient was performed. 

[0046] (Example 8) The yttrium was added to the start raw material, except having blended the presentation ratio of each element so 
that it might be set to La:Y:Ba:Mn:Go=0.7:0.1 :2.2:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide 
powder shown by La0.7Y0.1 Ba2.2Mn1.5Oo0.5O7-delta (delta is about 0.4) was obtained. Like the above, the absorption decontamination 
capacity of NO was measured by thermogravimetric analysis, and the performance evaluation as an NOx purification catalyst ingredient 
was performed. 

[0047] (Example 9) Samarium was added to the start raw material, except having blended the presentation ratio of each element so 
that it might be set to La:Sm:Ba:Mn:Co=0.6:0.2:2.2:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide 
powder shown by La0.6Sm0.2Ba2.2Mn1.5Co0.5O7-delta (delta is about 0.4) was obtained. Like the above, the absorption 
decontamination capacity of NO was measured by thermogravimetric analysis, and the performance evaluation as an NOx purification 
catalyst ingredient was performed. 

[0048] (Example 10) GADORIMIUMU was added to the start raw material, except having blended the presentation ratio of each element 
so that it might be set to La:Gd:Ba:Mn:Go:O=0.7:0.1 :2.2:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide 
powder shown by La0.7Gd0.1Ba2.2Mn1.5Go0.5O7-delta (delta is about 0.5) was obtained. Like the above, the absorption 
decontamination capacity of NO was measured by thermogravimetric analysis, and the performance evaluation as an NOx purification 
catalyst ingredient was performed. 

[0049] (Example 11) Strontium was added to the start raw material, except having blended the presentation ratio of each element so 
that it might be set to La:SrBa:Mn:Go=0.5:0.3:2.2:1 .5:0.5, the same actuation as an example 1 was repeated, and the multiple oxide 
powder shown by La0.5Sr0.3Ba2.2Mn1.5Co0.5O7~'delta (delta is about 0.4) was obtained. Like the above, the absorption 
decontamination capacity of NO was measured by thermogravimetric analysis, and the performance evaluation as an NOx purification 
catalyst ingredient was performed. 

[0050] (Example 6 of a comparison) Strontium was added to the start raw material, except having blended the presentation ratio of 
each element so that it might be set to La:Sr.Ba:Mn:Go=0.7:0.5:1 .8:1.5:0.5, the same actuation as an example 1 was repeated, and the 
multiple oxide powder shown by La0.7Sr0.5Ba1.8Mn1.5Co0.5O7-delta (delta is about 0.6) was obtained. Like the above, the absorption 
decontamination capacity of NO was measured by thermogravimetric analysis, and the performance evaluation as an NOx purification 
catalyst ingredient was performed. 

[0051] (Example 12) The following actuation was performed using the multiple oxide powder of an example 1, and the honeycomb 
catalyst expressed with Pt/La0.8Ba2.2Mn1 .5Co0.5O7-delta / alumina was prepared. The alumina sol 70 weight section, the aluminium 
nitrate water-solution (40wt%) 15 weight section, and the water 30 weight section were added to the alumina powder 100 weight 
section, stirring mixing was carried out, and the alumina slurry was obtained. Multiple oxide powder La0.8Ba2.2Mn1.5Co0.5O7-delta of 
an example 1 was added to this alumina slurry, mixed stirring was carried out, and the slurry for coatings was obtained. Moreover, at 
this time, the loadings of La0.8Ba2.2Mn1.5Co0.5O7'de[ta powder were adjusted so that 100g of these powder might be supported by 
per [ catalyst 1 L (liter) ] at the time of catalyst completion. Subsequently, after having blown off the excessive slurry after being 
immersed and taking out the honeycomb support made from cordierite to the obtained slurry for coatings, and drying at 80 degrees 0, 
it calcinated at 600 degrees 0 for 1 hour. Thus, it was immersed in the dinitro diamine platinum water solution of 2 g/L, the built 
honeycomb object was dried at 250 degrees 0, and the honeycomb catalyst of this example was acquired. The acquired honeycomb 
catalyst has been arranged like the after-mentioned to the exhaust air passage of the lower stream of a river of the Lean combustion 
engine, and presented measurement with the rate of purification of exhaust gas. 

[0052] (Example 1 3) Except having used the palladium nitrate water solution instead of the dinitro diamine platinum water solution, the 
same actuation as an example 12 was repeated, and the honeycomb catalyst of this example expressed with 

Pd/La0.8Ba2.2Mn1.5Go0.5O7-delta / alumina was acquired, and was measured like the above of the rate of purification of the exhaust 
gas of the acquired honeycomb catalyst. 

[0053] (Example 7 of a comparison) The following actuation was performed using the multiple oxide powder of the example 1 of a 
comparison, and the honeycomb catalyst of this example expressed with Pt/La0.2Ba0.7Mn0.5Go0.5O3-detta / alumina was prepared. 
Except having used the multiple oxide powder of the example 1 of a comparison instead of the multiple oxide powder of an example 1, 
the same actuation as an example 12 was repeated, and the honeycomb catalyst expressed with Pt/La0.2Ba0.7Mn0.5Co0.5O3-delta / 
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[0061] The following things are clear from the result obtained as mentioned above. Although the result of NO absorption 
characterization was shown in Table 1 and Table 2, it turns out that the stratified perovskite multiple oxide of the examples 1-11 which 
belong to the range of this invention from this has high NOx decontamination capacity compared with the examples 1-6 of a 
comparison also under a less than 600-degree C temperature field, an oxidizing atmosphere, and existence of S02 gas. Moreover, it 
cannot be overemphasized that this NOx decontamination capacity is also the same as when N02 gas is used as reactant gas. 
[0062] Moreover, even if it is the same stratified perovskite presentation, if it separates from the NOx absorbed amount under S02 
coexistence from the predetermined range of this invention, its decreasing remarkably is clear from drawing 1 and drawing 2 . 
Furthermorep although the result of NOx purification characterization was shown in Table 3 By this the catalyst of the examples 1 2 and 
1 3 which are one example of the catalyst for emission gas purification of this invention which honeycomb support was made to support 
combining the stratified perovskite compound and noble metals of this invention It turns out that it remains for falling about 30 percent 
to the rate of initial purification also after a durability test, and the rate of NOx purification has the endurance which was clearly 
excellent compared with the examples 7 and 8 of a comparison which the rate of purification after durability reduced by half, and can 
purify exhaust gas effectively also under S02 coexistence. 

[0063] As mentioned above, although the suitable example explained this invention to the detail, this invention is not limited to these 
and deformation various by within the limits of an indication of this invention is possible for it. For example, although the effectiveness 
of the stratified perovskite compound of this invention was explained taking the case of the catalyst for emission gas purification, the 
application of the compound of this invention is not limited to this, and, specifically, it cannot be overemphasized from the former about 
a stratified perovskite compound that well-known it is an application and that it is applicable to a dielectric, a magnetic resistance 
element, a gas sensor and an electrode, especially the electrode for solid electrolytes, etc. 
[0064] 

[Effect of the invention] As explained above, according to this invention, it can write using the new stratified perovskite compound 
which has specific presentation and structure, and the stratified perovskite compound which has high NOx decontamination capacity 
also under a less than 600-degree C temperature field and an oxidizing atmosphere, and has sufficient sulfur-proof poisoning nature 
under the environment which produces sulfur poisoning, a nitrogen-oxides purification catalyst ingredient, and the catalyst for emission 
gas purification using this can be offered. 
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: NOTICES * 

IPO and NCIPI are not responsible for any 
iamages caused by the use of this translation. 

This document has been translated by computer. So the translation may not reflect the original precisely. 
>.4c3Mc3|e shows the word which can not be translated. 
\.\n the drawings, any words are not translated. 



DESCRIPTION OF DRAWINGS 



Brief Description of the Drawings] 

;Drawing 1 ] It is drawing showing the relation of x and NO absorbed amount in La1.0Ba2.0Mn2-xCoxO7-delta. 
^Drawing 23 It is drawing showing the relation of x and NO absorbed amount in La3-xBaxMn1 .5Go0.5O7-delta. 
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[003 1 ] ccr. a^sc?/XW''^••7^^■i;A©tHJ^ 
±i£©aS*ie>?f ^t>©-C*S*i. rLtiW^Vi^u 
V'^h. (Rh) ^*ti^3-J*-5>C<!:3t/i-Clr^>. C©^. 
^^LSfflftib-Ctt. J:^©J:5{CTJl'5:*-)5:t'©5Sf^ 

[ 0 0 3 2 1 afc. zi^^^<mii7s^\mmgL%s\.^x 
\%. NOxmbftiJKWfJ^ia^^f©^^^*©^^^ 
/^^:^7At^t^g»tc^- hi/. W«€:ll-©fcM«BtCii^ 

/l^fiS3^brfeJ:(,». M«:. *>*^-5SiHi©MifiKB?:S)l 
[003 3] 

J:be?0il«:J:OM«:i$iM(c|ft|i!T.&3!»5. *»?g»cn6j| 

[0034] (^{JJl) /•S'J'^A^ •7'>^ 

>SC^3^<;U h©^S|i^ltokK^b«J4U^Jli^i 1/ 
r. S7t;^©iffl^b3&SL a :Ba:Mn:Co = 0. 
8:2. 2:1. 5:0. 5 i^c-Si ^Kffi^L. 
}\^%}\^xmm^\ytc. !^|§qi2 - 7 4 5 0 5 

#^«(ciB«S3 n/c:^ffii PI«©»{'PK:i: ») . i>K 
iSl£:$-i*Tlg^d'x>»ilia5|5=&»jSt,:fcS^. 900 
•C-c 5 H«::;^4'JC 1 4 0 0 'C-C 1 0 NfH 

Lao . a Ba£ . s Mn i . s Coo . s 
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Ot - . isitmo. 4) -C7niti?,m^mimm^ 

^S^^t^K: J: 0 N 0©i!RiR^{fctg?£aiJ5eb. N O x 
[0035] (^092 ) tai61iR«s^03/-?;l/ h*iJci U 

/cmii-». mmmi imm<mr^^i3t*)mu. La 

0. »Ba«. iMn,. sFeo. sOt-» (filJ 

*i>o. 3) -c^jn^s^K^tiKsi^^ (jat»:-^a:/;^* 

h{b^«5) «r»fc. ±iBI§l«{C. J?«lfiS^«TfttC J: ») 10 
NO©(RiRmfc«fe*a'J3£L. NOx^^fcJttJitmibT 

C 0 0 3 6 ] (.m&m 3 ) ffl^l^lsKDa-'f^l' h ?:T Jl/ 5 
-"!7A<»:l/:fcm«. lUStRIl <!:|S|ig|©HI{'P?:i^»3il 
L/. Lao. s Ba£. 2 Mn ■ . s A 1 g . & O 

7 - . («»«i>o. 3) ■cs^snstf^^biMa**^ 

/c. ±iBl5)«K:, ^S*^»W^{Cj;«9NO©®«t5{?^b«6 
tc. 

1 0 0 3 7 1 (.m&m4 ) mBjm<D^7iM<mmt'& 20 

La:Ba:Mn:Co=l. 0:2. 0:1. 5: 

0. 5 <b^csJ;^ic^5^L.fc«^1■». ii«se!iiiPi«<D 

Uki'^iUk*)iS.b. La.. oBaz. oMn.. .Co 

0 . * o, - , (sitmo. 4) -c^snsis^gs^bia 

[003 8] ) a^M*4©S7c3R©ffifiJa:b4 

La:Ba:Mn:Co=l. 0:2. 0:1. 0: 

1. Oirj:i,j:^«:E^o/cJeii1-W. tlij«© 3o 
^fP^StOilL'. La,. oBaj. oMn,. oCo 

I . o 07 - , isit^o. 3) ■C7jk$tii>m^mimi 

[00391 (*J6fl^6 ) HlllMI4©S7c3R©fflRa:b* 

La:Ba:Mn:Co = 0. 5:2. 5:1. 5: 
0. 5i«c*J:5(Cie^Lfcmtt. JUSt^lilUai© 
jIU. Lao . » Bas . b Mni . s Co 
0 . 6 O7 - . (5«^0. 4) "C^SnSia^gJ^bigJ 40 
*9*«rf#/c. ±iBlll«(C. ?^S*:»«TffiK:j;t3NO©® 

jRSi'fbSB^sijSL/. NOxmtf!j!mini:ux<omm 
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50 



2000-2560 1 7 
8 

[004 1 ] (J:kK^2 ) &7cm<0mmt=S:L a : B 
a:Mn:Co=l. 0:2. 0:1. 8:0. 2ttj: 

]IL/v Lai. oBaz. oMni. (Coo. 2O 
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a:Mn:Co = l. 0:2. 0:0. 5:1. 5i^c 
SJ;^K:ia^L/:fcm». jlSi^ 1 <i:|R|«©»f^4iS0 
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a:Mn:Co:0=l. 2:1. 8:1. 5:0. 5 
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[0045] immmi ) m^mmiOf^zir^jj^^m^L. 

^7C^©ifit!£ib«:L a:Nd:Ba:Mn:Co = 0. 
5:0, 3:2. 2:1. 5:0. 5 <i:nt4<t5«:fi5-& 
LfcfeWti. IIJS0J1 iP«l©aif'P*ISOiIL'. La 
0. BNdo. sBai. zMn,. sCoo. sO 

7-, {s\imo. A) 'cmttii^-^m.^tw&M^n 

tc, iMmmic, ^S«^W^fCA0NO©!RiR^b«B 
*a'JSL. N0x^<b«!BK1vmiLT©14«ISflB'&?fo 
tc, 

[0 04 6] (mmms} tii^mmK.'{vh'}^j^'S:m 

S7C^©*afSJ:b?rL a :Y:Ba:Mn:Co = 
0. 7:0. 1:2. 2:1. 5:0. 5i«i:iJ;5«: 

m^btt&.m:. m^mi t^m<mi^^Wi*)mi,. l 

ao. 7Y0. iBaa. 2Mn,. sCoo. iO 
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A. ^TcS^OifflfiStk^ L a :Sm:Ba:Mn:Co = 
0. 6:0. 2:2. 2:1. 5:0. 5i:*SJ:^(C 

Eo . s Smo . 2 Ba2 . 2 Mhi . s Coo . s O 
ft. 

[0048] i^mio) m^miicii¥')z'^Ai 

Ua^. &7clS©ffiRStb*La : Gd : Ba : Mn : C 
o:O=0. 7:0, 1:2. 2:1. 5:0. 5 6^c 
« J: ^> icK-^L/fcfelil-tt. 1 tmk<Dmi'^4:mK> 

iSt-. Lao. 7Gdo. iBa2. iMni. bCo 

« . . Ot - , uitmo. 5) -c^sn^sit^K^ti^ 

JR?^^tt6=&»J3eU. NOxmfc»!Wif!t*4iUT©ttt6ff 

[0 04 9] (Jlife^i 1 ) aajmw:;^ ha>5^'5A 
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0 = 0. 5:0. 3:2. 2:1. 5:0. 5 ittSJ; 

L/. Lao. sSro. a Baa. aMni. sCo 
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J&fflliTTIBCDSflf^rm*. Pt/Lao . « Ba 
2 . 2 Mn I . s C oo . B Ot - « /T)lS.-r-cm.S 
A)|«SE«rWt4l/fc. T;1' 5 1 0 OSS 

(4 0wt%) 1 5fiSgl5RCJt*3 OSSSS^mT 

^y-«:f|»6Wl©g^ib«5t»5SLao . a Ba 
2 . 2 Mn 1 . i C 0 0 . 6 O, - « ?rJ)n;^Til^S^ 

ao. (Bas. 2Mni. tCoo. kOt-* 

JU) SfcOlcgEiajSl 0 0 g*stH^Sn-5J:^>K:SSSl/ 
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^^c;^5'J-*?>Jtti>l^ 8 0-Ct?te*il//c«. 60 0 
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2 5 o•c'c$aslL-c2|s:^R|©^^.=.*Afeyfl^4^f:fc. f#e>n 

10 [0 05 2] (HiSl^l 3) J^-hCiyT5>e^?§ 

mmi2twimo^^i^in*)mv. Pd/Lao. b b 

a2 . 2 Mni . B C Oo . b Ot - * /T^VS^t?^ 

[0053] ( tbeJW 7 ) lt«^0!l 1 ©a^Sljb!85l»*% 
m»rT3BC!^f^*tftV Pt/Lao. 2 Ba«. t 
Mno . B Coo . B Ob - , /T;U5:^r^$tl^:* 
f^©-'A-;t;Aft!y«i&i^ML./c. mMM 1 ©S^KibigJlft 
20 *©f^ 0 (CtbKtffl 1 ©1tAK<b!ai»*S:fflt>/cfe«1- 
l 2 i|5I1iCE«{'f«r«"5iSL. P t/L a 
0. 2Bao. TMno. bCoo. bOs-* /TJI' 

5:^-ca3n■5>'^-*A^l!B«?:^f/c. sm:y;^©?Hb* 
[0054] amms) ynv-r % >a^*^« 

©f^t>»)K:iBK>'<^5^'?A*^?K€rfflt,ifcfelW3:, Jt«i 
0!l7i|g«©j*f^*ai»)igL, Pd/Lao . 2 Ba 
0 . 7 Mno . B C Oo . 6 Os - » /T;l'5:f-r-*$ 
t^-5^^-*AftB«%^ifc. »f»^/;^©^b*%±aiHl« 
30 Kil!l5EL//c. 

[005 51 imm'^Mmi-'iziSLifimmi-' 

8 ©1fi^»lfc<a©N O x!RJR!^SrTiB©:»&-caMl 1/ 
[0056] ( N 0«KiR!|$t^ffi^) ^<b^^M©N O 
tc J; i N O xiiiR«:# ^ S*tSlS3tP 6 N O x ®il5tB€r*i*> 

a 1 K^-r. 

( 1 ) Sl:9-*TSl5^fl= 
40 1 ) StB^ft^ ( I ) 

N0:S02 :N»=0. 500:0. 025:99. 
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N2:SO2 =0. 0.25:99. 97 5©ffi(S-r* 
•5>il-&*fJ^=&^ Si 0 0 c c/m i ntcriia 

3) ±M^m&ti^h'^hfi-tcf~'si^micmtm<oso 

50 2 KJtXSiSf&^fr ( I 1 ) K:<fcDmafc»3. 
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«f!ll~6(cJt-<-C. 6 0 0 -C^vSIOiae^SJ^. K{b#H 
^TSC^ S O 2 :t^X CD#iET-C iSt ^ N O x jfKfcfiS?:* 
■r-5.C<t*!^*^S. i^t. CONOx^blfel*. NO. 

[0062] *fc. S O. ^WTT©NOx!R«Ra», 
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